Br 5 Nb, triclinic, P 1 (no. 2), a =6.461(1) Å, b =7.031(1) Å, c =9.584(2) Å, a =108.84(2)°, b =90.89(2)°, g =116.16(2)°, V =363.4 Å 3 , Z =2, R gt(F) =0.036, wRref (F 2 ) =0.086, T =215 K.
measurements. The black crystals were characterized by single crystal diffraction at 215 K,s howing at riclinic, yet unknown modification of NbBr 5 .All handlingwas done in aglove box under argon due to the sensitivity of the materialsa gainst air and moisture.
Discussion
Two orthorhombic crystal structures were already reported for NbBr 5 : a -NbBr 5 ,crystallizing in the space group Pbma [1] and bNbBr 5 (space group Ccmm)which is showing aone-dimensional stacking disorder [2] . Crystals of a -NbBr 5 and b -NbBr 5 were obtained at 973 Kand 498 K,respectively. Both structures can be described as ahexagonal close packing of Bratoms in which one fifth of the octahedral voids are occupied by Nb. The triclinic, ordered polymorph of NbBr 5 also consists of a slightly distorted hexagonal closest packing of Bratoms. The Nb atoms are situated in 2/5 of the octahedral voids of every second layer, forming dimeric Nb 2 Br 10 units. In a -a nd b -NbBr 5 ,t he Nb 2 Br 10 molecules are stackedp erpendicular to the hexagonal layers of bromine atoms, whereas in the triclinic modification, the stacking direction of the Nb 2 Br 10 dimers runs along [100] which is parallel to the hexagonal layers. The intramolecular bond lengths are in good agreement with the atomic distances reported for the a -a nd b -modification: due to the repulsion between the Nb 
